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(54) COMPOSITE DIFFRACTION DEVICE 

(57) A complex diffraction device, which is excellent 
in designability, easy in setting the diffraction angle, 
adaptable to size increase, and easy to handle by add- 
ing a diffraction function resulting from an uneven pat- 
tern to the diffraction device comprising a liquid crystal- 



line layer where the helical orientation of the smectic liq- 
uid crystal phase having a helical structure is main- 
tained. 
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Description 



[Filed of the Invention] 

in^L, ThiS inVe 1 ti0r ! r f tGS 10 3 C ° mp,eX diffrac,ion device ' which is a PP ,icable to vari °"s fields, such as optics 

0P,ICa ' ' nf0rniati0n reC ° rdin9> and liquid Crystal devices and ^ various uses such as hose of 
secunty and des.gn, and can be produced so as to have a large area and handled easily. 

[Background of the Invention] 

n™?Lh D « a f °" devi t CeS ° r hol °9 ram s, a type thereof, utilizing a photo-diffraction phenomenon have various tune- 
rs such as a lens funct.on, a spectmmfunc^ 

conversion. Due to these functions, they have been widely used in spectroscopic devices, hologram scanned, tar- 
cord readers and opfcal pickups of compact disks. Moreover, they have also been used for the P urpoS XTvenSSg 
So!ogra^ S as 0 ^eT OUS ™ C ° Mt ** * ^ the ^ counterfeit andLignabi^ oHne 
[0003] The diffraction devices are classified according to the shapes thereof into amplitude type diffraction devices 

TouT T h T aCti0n deVlCeS " amP ' itUde tyPe diffraCt, '° n deViC6S are th0se in ^ StTa owed 7pZ 
through ™n-hgh -transmuting parts with a uniform thfckness, such as long thin wires, periodically arranged so as!o 

fo^d o rf 9 ' V ^ diffraCti ° n ^ are fUrther dassified into those in ^ich pelTcCves a e 
formed on a surface of a substrate which does not absorb light and refractive index modulation type devices in whtch 

of the ablTe TT" PhaSe tyPe dWraCti ° n d6ViCeS C9n be enhanced in diffracti0 " eff 'c te ncy because 

ZlZ? T - 9,0,1 * Ch d0SS n0t ,ranSmit li9ht " Examp,eS of the P hasc Action devices each having 
grooves on .ts surface are those obtained by forming grooves on a surface of a g.ass, metal, or plastic ExamS 

ZTT ^.T T raCt r dSViCe afe h ° ,09ramS madS USing 9elatin dich ™ al * - Pnoto powers ' " 

ZfL « T u 01 3 Sm6Ct,C " qUid C,yStal fe alS ° kn0Wn t0 function as ° ne <* refractive index type 

d.ffract.on dev.ces as described in, for example, Jpn. J. Appl. Phys., Vol 21 page 224 (1982) 

[0005] In the above-mentioned use of preventing credit cards or notes from being counterfeited a holoaram is oro- 
duced by embossing a thermoplastic film so as to form grooves. However, in the case of seeking more enhanced- 
des.gnab.hty and anti-counterfeit properties, there h a limit for such a hologram, tf a light made incident a diffraction 
dev,cecanbed. ff racted^ 

UocS. 

° bj ^ 0f * e P resent invention is to P r ™°e a complex diffraction device which has a refractive index 

fTac«on Zl'n 0 fUn ?° n T 9 h6,iCal StmCtUre ° f 3 " quid cr y stalline P hase in combination with a dtf- 

frac .on function us.ng grooves formed on its surface, resulting in enhanced designability, and is easy to set diffraction 
angles and to handle, and adaptable to size increase. no is easy to set diffraction 

[Disclosure of the Invention] 

natina fmm e a diffraCti0n *?° 8 aCC ° rdin9 '° PKSeni M ° n iS characterized in that a diffraction function origi- 
nating rom an uneven pattern ,s .mparted to a diffraction device comprising a liquid crystal layer where the helical 
onentat.on of a smectic liquid crystalline phase having a helical structure is maintained 

k^SLZ^TT TUf T 0 ^ 9 ! ° PreSem inVemi ° n haS *° * pes 0i diffraction "ns one of whk* 

iron Z Tn f f ° r ' entati0n °' Sm6CtiC ' iqUid CrySta " ine P hase and »• otner * ^ * obtained 
trom an uneven pattern formed on the surface thereof. 

ESlnl^h SmeCl i C liqUid Cr y. S,alline P hase of lhe crystal layer used in the present invention denotes a liquid 

IZ2 and ^ « " ,! ^ C,VStalline m ° leCUleS 10 ™ 3 SmeCtiC ' ayer Structure whic b is one-dimensionalty 

crystal and two-d;mensionally liquid. 7 

smectl tr^t eS ° f ? fT* ' iqUid CrySta " ine Ph3Se are SmeCtiC A phas «' smectic B P hase . hectic C phase, 
smect.c E phase, smectic F phase, smectic G phase, smectic H phase, smectic I phase, smectic J phase smectic K 

SES^T 0 " 0 ' 9 >T- Am ° n9 ,hCS °' PrCfCrrCd ar ° ,h0S ° WhcrCi " ,i£ > Uid c ^ ta,li "c molecule arc aTg^din 
F phase smertie jT T °' thaSmeCtiC Hquid C ^ tal ,a ^ -«* - smectic C phase, smectic I phase, smectic 

phase - smectic J phase, smectic G phase, smectic K phase, and smectic H phase 

S an'oT^T^ M"" pr h esent ,; nvention - there ma V be suitably used liquid crystalline phases exhibiting optical 
?^£ISt2^Ir? 38 k Sm S iC C PhaSS (SmC *>- Chira ' Smec,iC ' P hase < Sm n, a " d chira. smectic 
ohase tVn? V' S 1 * T P 6 " 9 ° PtiCal aC,iVity and an,iferr celectricity such as chiral smectic C A 
phase (SmC A ). ch.ral smechc l A phase (Sml A *), and chiral smectic F A phase (SmF/). and liquid crystalline phases 
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exhibiting optical activity and ferrielectricity such as chiral smectic C y phase (Sm C y *), chiral smectic l y phase (Sm l y *), 
and chiral smectic F y phase (Sm F y *). 

[0012] Further alternatively, there may be suitably used those which are chiral and exhibit a smectic phase having 
a helical structure as described in J. Matter. Chem. Vol. 6, page 1231 published in 1996 or J. Matter. Chem. Vol. 7, 
5 page 1307 published in 1997. 

[0013] However, with the objective of easy synthesis of liquid crystalline materials, easy orientation of the helical 
structure in the smectic liquid crystalline phase, easy variation of the helical pitches, and stability of the helical structure, 
the most preferred is chiral smectic C phase or chiral smectic C A phase. 

[0014] The term "helical structure in the smectic liquid crystalline phase" used herein denotes a structure wherein 
10 the longitudinal axes of the liquid crystalline molecules tilt at a certain angle from the vertical direction of each smectic 
layer, and the tilt directions twist little by little from one layer to another. The center axis of the helix in this helical 
structure is referred to as "helical axis", while the length in the helical axis direction for one helical turn is referred to 
as "helical pitch". 

[0015] When, a light is allowed to pass through a liquid crystal layer comprising a helical-structured smectic liquid 

15 crystalline phase, the diffraction direction of the light depends on the helical axes direction of the liquid crystalline 
phase. For example, in the case where the helical axes are parallel to the liquid crystal layer, a light made incident 
vertically thereto is diffracted to the helical axes direction. No particular limitation is imposed on the helical axes direction 
of the liquid crystal layer forming the complex diffraction device of the present invention. Therefore, the helical axes 
direction may be properly selected such thai Ihe desired characteristics can be exhibited. For example, the helical 

20 axes direction may be parallel to or tilted with respect to the liquid crystal layer surface. Furthermore, the tilt angle may 
be varied discretely or continuously. Moreover, the helical axes direction may be microscopically determined by the 
domain and may be macroscopically directed to various directions or to the same direction. The helical structure is not 
necessarily formed entirely in the liquid crystal layer and thus may be formed on the surface area or interior of the 
liquid crystal layer, or a part thereof. 

25 [0016] The helical pitch in the liquid crystal layer is usually from 0.1 to 20 urn, preferably 0.2 to 15 hjtl and more 
preferably 0.3 to 10 um The helical pitches may be constant in the liquid crystal layer, but may be varied depending 
on positions therein. The variation may be continuously or discretely. The helical pitches can be properly adjusted in 
a conventional manner, for example, by adjusting the orientation conditions such as temperature, the optical purity of 
the optically active portion, and the blend ratio of the optical active materials. The helical pitches correspond to the 

30 grating pitches. When a light is allowed to be made incident to the helical structure, a diffraction at angles corresponding 
to the helical pitches occurs. Therefore, it is necessary to properly adjust the helical pitches in order to obtain the 
desired diffraction angle. 

[0017] In the complex diffraction device according to the present invention, the liquid crystal layer having diffractivity 
originating from its helical structure is provided on its surface with an uneven pattern. The may be in any shape as 

35 long as it can exhibit a diffraction resulting therefrom. For example, it may have a rectangular groove-, corrugate-, saw 
tooth- or step-like shape formed on a flat surface at the same interval. Alternatively, the pattern may be the combination 
of two or more types of these uneven patterns. Further alternatively, the pattern may be designed by mixing a portion 
having an uneven pattern and a portion which is free thereof, orforming a region where the light is diffracted in different 
directions such that markings, patterns or logos emerge by diffraction. 

40 [0018] Since the period or intervals of the uneven pattern corresponds to the grating pitches, the desired angle of 
diffraction can be obtained by adjusting property the period or intervals. 

[0019] The complex diffraction device may be those obtained by forming a layer having an uneven pattern and then 
laminating the layer on the liquid crystal layer, or by forming an uneven pattern directly thereon. In the latter case, the 
uneven pattern may be formed on one side or both sides of the liquid crystal layer surfaces. 
[0020] In the present invention, the diffraction direction and/or angle of the liquid crystal layer may be the same as 
or different from those resulting from the uneven pattern. However, when consideration is given to the effects or des- 
ignability of the complex diffraction device, il is preferred thai the direction and/or angle of the diffraction resulting from 
the helical structure are partially different from those resulting from the uneven pattern. 

[0021] In the liquid crystal layer forming the inventive complex diffraction device, the helical structure of the smectic 
50 liquid crystalline phase must be maintained. "Maintaining the helical structure" means that the change in the helical 
structure with time does not occur under the conditions where the liquid crystal layer is functioned as the complex 
diffraction device. One of the methods of maintaining the helical structure is to sandwich the liquid crystal layer with a 
pair of alignment substrates. In this method, if either one of the substrates are removed, there is a possibility that the 
helical structure can not be maintained in a stable state. 
55 [0022] Another method is to fix the helical structure of the liquid crystalline phase. This method is preferred to the 
above-mentioned method in terms of easy production of the liquid crystal layer, heat-resistance, and practical use. 
[0023] The methods of fixing the helical structure in the liquid crystalline phase are roughly classified into a glass 
fixing method and a polymerization fixing method. The glass fixing method is that in which the helical structure is fixed 
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by transferring the smectic liquid crystalline phase to a glass state. Eligible liquid crystalline materials for this method 
are those, hereinafter referred to as "liquid crystalline material A", which can form the smectic liquid crystalline phase 
having a helical structure and can be in a glass state by cooling. The polymerization fixing method is that in which the 
smectic liquid crystalline phase having a helical structure is fixed by polymerizing or cross-linking liquid crystalline 
molecules. Eligible liquid crystalline materials for this method are those, hereinafter referred to as "liquid crystalline 
material B", which can form the smectic liquid crystalline phase having a helical structure and can be polymerized or 
cross-linked with light, electron beam, or heat. 

[0024] More specific examples of eligible liquid crystalline materials for the liquid crystal layer are any of low-molecular 
weight liquid crystals and liquid crystalline polymers which are capable of forming the helical-structured smectic liquid 
crystalline phase. The liquid crystals only need to be those exhibiting the desired liquid crystallinity and orientation and 
may be a mixture of a single or plurality types of low molecule weight- and/or liquid crystalline polymer materials and 
a single or plurality types of low molecule weight- and/or non-liquid crystalline polymer materials. 
[0025] Eligible low molecular weight liquid crystals are Schiff base compounds, biphenyl compounds, terphenyl com- 
pounds, ester compounds, thioester compounds, stillbene compounds, tolan compounds, azoxy compounds, phenyl 
cyclohexane compounds, pyrimidine compounds, cyclohexylcyclohexane compounds, and mixtures thereof. 
[0026] The liquid crystalline polymers can be classified into main chain type- and side chain type- liquid crystalline 
polymers. Both of them are eligible for the liquid crystalline materials forming the liquid crystal layer of the present 
invention. 

[0027] Examples of the main chain type liquid crystalline polymer are polyester-, polyamide-, polycarbonate-, poly- 
imide-, polyurethane-, polybenzoimidazole-, polybenzoxazole-, polybenzothiazole-, polyazomethine-, polyestera 
mide-, polyestercarbonate-, and polyesterimide-based liquid crystalline polymers. Among these, particularly preferred 
are semi-aromatic polyester-based liquid crystalline polymers wherein mesogen providing liquid crystallinity is alter- 
nately bonded to a flexible chain, such as polymethylene, polyethyleneoxide, and polysiloxane and wholly aromatic 
polyester-based liquid crystals which are free of flexible chain. 

[0028] Examples of the side chain type liquid crystalline polymers are those having a straight- or cyclic- main chain 
and a mesogen at each side, such as polyacrylate-, polymethacrylate, polyvinyl-, polysiloxane-, polyether-, poiy- 
malonate-, and polyester-based liquid crystals. Among these, particularly preferred are those wherein a mesogen 
providing liquid crystallinity is bonded to the main-chain via a spacer comprised of a flexible chain and those having a 
molecular structure wherein the main chain and the side chain both have a mesogen. 

[0029] The liquid crystalline material referred herein includes those obtained by blending a chiral dopant with or 
introducing an optically active unit to the above-described low molecular weight and/or liquid crystalline polymers. For 
example, such liquid crystalline materials can be obtained by blending a chiral dopant with or introducing an optically 
active unit to a liquid crystalline material exhibiting smectic C phase, smectic I phase, or smectic F phase. The resulting 
liquid crystalline material exhibits a chiral smectic liquid crystalline phase which is easy to be aligned in a helical struc- 
ture, like chiral smectic C phase, chiral smectic I phase, or chiral smectic F phase. 

[0030] As described above, the helical pitch and diffraction angle of the inventive complex diffraction device can be 
adjusted by properly adjusting the amount of the chiral dopant, the introducing ratio of the optically active unit, the 
optical purity, and the temperature conditions under which a smectic liquid crystalline phase is formed. Whether a 
helical structure is a right-handed helix or a left-handed helix depends on the chilarlity of the chiral dopant or optically 
active groups to be used. Therefore, either of the helical structure having a right-handed helix or a left-handed helix 
can be obtained by selecting the chilarlity. 

[0031] Among the above-described liquid crystalline materials, suitable for the liquid crystalline material A are the 
liquid crystalline polymers. Suitable for the liquid crystalline material B are those having a functional group responding 
to light, electron beam, or heat. Examples of such a functional group are vinyl, acryl, methacryl, vinylether, cinnamoyl, 
aryl, acetylenyl, crotonyl, aziridinyl, epoxy, isocyanate, thioisocyanate, amino, hydroxyl, mercapto, carboxyl, acyl, halo- 
carbonyl, aldehyde, sulfonic acid, and silanol groups. Among these, preferred are acryl, methacryl, vinyl, vinylether, 
cinnamoyl, epoxy, and aziridinyl groups. Particularly preferred are acryl, methacryl, vinyl, vinylether, cinnamoyl, and 
epoxy groups. 

[0032] These functional groups only needs to be contained in the liquid crystalline material and thus may be contained 
in the liquid crystalline material, non-liquid crystalline material, or one or more additives hereinafter described. In the 
case where the functional groups are contained in each of two or more types of materials, these functional groups may 
be the same or different. Furthermore, in the case where two or more functional groups arc contained in one of the 
materials, they may be the same or different. 

[0033] If necessary, when producing the liquid crystal layer of the inventive complex device, additives such as sur- 
factants, polymerization initiators, polymerization inhibitors, sensitizers, stabilizers, catalysts, dyes, pigments, ultravi- 
olet absorbers, and adhesion improvers may be blended in an amount of 50 percent by mass or less, preferably 30 
percent by mass or less, and more preferably 1 0 percent by mass or less, based on the total mass. 
[0034] The liquid crystal layer of the inventive complex device can be produced by developing the liquid crystalline 
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material, if necessary, together with the additives and maintaining a helical structure. 

[0035] No particular limitation is imposed on two interfaces on both sides of the liquid crystalline material upon de- 
veloping, which interfaces, therefore, may be gaseous phase- f liquid phase- or solid phase-interfaces and not need to 
be the same. However, with the objective of easy production of the liquid crystal layer, it is recommended to employ 

5 two interfaces both of which are solid or one of which is solid and the other of which is gaseous. 

[0036] Examples of the gaseous phase interface are air- and nitrogen-interface. Examples of the liquid phase inter- 
face are water, organic solvents, liquefied metals, other liquid crystals, and melted polymeric compounds. Examples 
of the solid phase interface are plastic film substrates comprised of polyimide, polyamideimide, polyamide, polyether- 
imide, polyether ether ketone, polyether ketone, polyketone sulfide, polyether sulfone, polysulfone, polyphenylene 

10 sulfide, polyphenylene oxide, polyethylene terephthalate, polybutylene terephthalate, polyethylene naphthalate, poly- 
acetal, polycarbonate, polyallylate, acrylic resins, methacrylic resins, polyvinyl alcohol, polyethylene, polypropylene, 
poly-4-methylpentene-1 resin, and cellulose-based plastics such astriacetyl cellulose, epoxy resins, polyphenol resins, 
and liquid crystalline polymers; metal substrates such as aluminum, iron and copper; glass substrates such as blue 
glass sheet, alkaline glass, non-alkaline glass, borosilicate glass, flint glass and quarts glass; ceramic substrates; and 

*5 various semi-conductor substrates such as silicon wafers. Eligible solid phase interfaces are also those obtained by 
forming a film which may be an organic film comprised of polyimide, polyamide, or polyvinyl alcohol, an obliquely 
deposited film of silicon dioxide or the like, or a transparent electrode of ITO (indium-tin oxide), or obtaining by depositing 
or sputtering a metal film of gold, aluminum or copper, on the above-described substrates. Furthermore, another eligible 
solid phase interfaces are thin film transistors (TFT) of amorphous silicon. 

20 [0037] These various substrates may be subjected to an alignment treatment if necessary. In the case of using such 
substrates, the direction of the helical axes in the resulting liquid crystal layer can be settled in one direction which is 
determined by the direction of the alignment of the substrates. Depending on the type of liquid crystalline material and 
solid phase interface and the method of aligning, the direction of the helical axes does not always coincide with the 
alignment direction of the substrates and may be shifted therefrom. The complex diffraction device of the present 

25 invention even if containing such a liquid crystal layer can still perform the effects of the complex diffraction device:. 
Furthermore, in the present invention, it is possible to obtain a complex diffraction device wherein the direction of the 
helical axes is fixed in one pattern, by altering the aligning direction partially. In the case of using such a method, it is 
possible to obtain a complex diffraction device which can exhibit a complex diffraction effect caused by the smectic 
liquid crystal having a helical structure as well as a diffraction effect resulting from the diffraction pattern, for example, 

30 by arranging the pattern of regions wherein the helical axes directions are different periodically to an extent that the 
interference of light occurs. 

[0038] I n the case of not subjecting the substrates to an alignment treatment, the resulting liquid crystal layer possibly 
assumes a multi-domain layer wherein the helical axes directions in each domain are random. However, even such a 
liquid crystalline phase can provide the resulting device with the effects as the complex diffraction device. 
35 [0039] No particular limitation is imposed on the alignment treatment subjected to the various substrates. Examples 
of the alignment treatment are rubbing, oblique depositing, microgrooving, polymer film drawing, LB (Langmuir-Blod- 
gett) filming, transferring, photo irradiating (photo isomerization, photo polymerization, and photo decomposition), and 
peeling methods. Particularly with the objective of simplified production process, preferred are rubbing and photo irra- 
diation methods. 

40 [0040] Furthermore, even in the case of using the various substrates as the solid phase interfaces, which have not 
been subjected to an alignment treatment, it is possible to obtain the liquid crystal layer with the helical axes directions 
regulated in a certain direction, by applying magnetic or electric field or shear stress to the liquid crystalline material 
developed between the interfaces; fluidizing or drawing the liquid crystalline material; or subjecting the same to tem- 
perature gradient. 

45 [0041] No particular limitation is imposed on the method of developing the liquid crystalline material between the 
above-described interfaces. Therefore, any suitable methods known in the field can be employed. For example, in the 
case of developing the liquid crystalline material between two substrates, the liquid crystalline material is injected into 
a cell formed with these substrates. Alternatively, there may be employed a method in which the liquid crystalline 
material is laminated with the substrates. 

so [0042] In the case of using one substrate and a gaseous interface, the liquid crystalline material can be developed 
by coating it directly on the substrate or dissolving it in a suitable solvent before coating. In the present invention, with 
the objective of simplified production processes, it is preferred to coat the liquid crystal after being dissolved in a solvent. 
[0043] A suitable solvent for this purpose can be selected in accordance with the type of liquid crystalline material 
and the composition thereof. Generally, the examples of the solvent are halogenated hydrocarbons such as chloroform, 

55 hydrocarbons such as chloroform, dichloromethane, carbon tetrachloride, dichloroethane, tetrachloroethane, trichlo- 
roethylene, tetrachloroethylene, chlorobenzene, and orthodichlorobenzene, phenols such as phenol and parachlo- 
rophenol, aromatic hydrocarbons such as benzene, toluene, xylene, methoxybenzene, and 1 ,2-dimethoxybenzene, 
alcoholssuch as isopropyl alcohol and tert-butylalcohol, glycols such as glycerin, ethylene glycol, and triethylene glycol, 
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rSl? 7 ^ e ' hy,ene 9lyC °' monome,h ytether. die.hylene glycol dimethylether, ethyl cellosolve and buM 
celosohre acetone, methy.ethy. ketone, ethyl acetate. 2-pyrro.idone, N-methyl-2-pyrrolidone wSTZZll J 
lulfiedtr 3 "', ^^"Tr'" 6 ' dimeth V'-etoamide. dimethylsulfoxide acetonitri.e. *J5S! TamTdN 
suK.ed. and mixtures thereof. If necessary, surfactants or the like may be added to the solvent so 2 L ^3 ,t 
surface tension and improve the coatability. S0 as ,0 adjust the 

[0044] It is necessary to adjust the concentration of the liquid crystalline material in the solution h d „« 

within the range of usually 3 to 50 percent by mass, and preferably 5 to 30 percent by mass 

coat LTlTT ^'f i0 " fe J mP ° Sed ° n 1,16 meth0d ° f COa,in 9 the solution - Th ^re may be used spin-coat roll- 
coat, print, dip curta.n^oat, w.re bar coat, doctor blade, knife coat, die coat, gravure coat micro aravure laf o««t 

™Z T ITT SPraV C ° at meth0dS ' Aftercoatina " the solvent ™ '*>e drie d out EST ^ 

E J V CryStal,ine materia ' WhiCh Ca " 6Xhibit thS helical stnjctured hectic liquid cry S 7a,line phase h 
developed between the various interfaces by the above-described method so as to be formed into aTnffZ XTZ 
inventive compiex diffraction device can be obtained by forming the liquid crystalline « ^2 Z 
helical orrentation in the desired helical-structured smectic liquid crystalL phase. N Z^VLZL^^Z^ 
on the method of forming the liquid crystalline material so as to assume the heHcal orienteuon h 
crystalline phase. There may be suttably empioyed a method depending on the t£e oTC^^^^TS 
exampte, ,n the case of developing the .iquid crystalline material at a temperature at iKSSSSSTS^S 

hiaher Z ? t T ^ ^ deVe '° ped Hquid crvs,a,,ine material * «« heated a U temSure 

higher than that at which the helical structured smectic liquid crystalline phase appears such that a smLtL T nh«l 
a chira. nematic phase or an isotropic phase appears, and aJa c^,mJ^TJ^T*^ 
mSTTTI T°" ng 10 3 temperatUre 31 WhiCh 3 SmeCtk: '^crystalline Phase a^petrs 
22 h k ^ StmCtUred SmGCtiC ' iquid Crystal,ine P hase a PP ears ir > liquid cryTta. tayer by any of the 
above-described methods, the helical structure of the smectic liquid crystalline phase is fixed by any suftabZe hod 
selected depending on the type and composition of liquid crystalline rnateria.. In order to fix th he.ica stmlTe K 
* e , 7 ab T HMmaM 9,aSS f,Xing method or P^erization fixing method ^ * 

E»SL 1? I f 0386 ° "I" 9 * 6 9,388 fiXing meth0d ' the h6lteal structured smecfc liquid crystalline phase which 
XT* r h ' gher than the 9' ass trans »™ temperature of the liquid crysta.1 in e material Ate fixed bv 

r^tr^^^ 

[0049] In the case of using the polymerization fixing method, the helical structured smectic liauid crvstallin* nh a «> 
Snotnerr 6 "/ ir ^ ^ ' s ' n a ^a..ine state is 

ShoZ^ ?T matenal B - 1,16 meth9d 0f P°^ ma ^i"9 " cross-linking may be thermTp™^ 

** l f ^H? rn T at,0n • : ad,ati ° n ^ merizat ™ <*V«* "the '*e, electron beam pofymen" ation, 

easy ^to cTtro^ 0 " 9 ^ * Ph0t0 po,Vmeri2atfon and aI «»™ beam , poVmenzaiiL^se t^e 

Sb Jale anH id a C,y K Stal T * ^V™ 9 m<5thod iS f r6e from disorder in orienta «°" ^en after removing 

of th 2! , I f m 38 3 COmP ' eX diffraCti0n d6ViCe Wherein the helical orientatio " te The film tSTss 
of the resulting liquid crystal layer is within the range of generally 0.1 to 1 00 pm, preferably 0 2 to 50 2 and 
preferably 0.3 to 20 pm, with the objective of orientability and productivity. preieraBIV 0 2 10 50 W and more 

[0051] In the present invention, the liquid crystal layer described above is provided with a diffraction function orini 
natmg form the uneven patterns and recesses formed thereon. The diffraction f unction 2 be^eo o^he 2 
crystal layer wrth the substrate or after removing the substrate. Alternative*, the rSHoM ^Z^^ 
ferred to another substrate and an uneven pattern is formed on the layer with vTS^F^S^STa 
p urality of the liquid crystal layers having the same or different diffraction properties ^HJ^t^S 
function originating from an uneven pattern is provided thereon. attraction 
[0052] Examples of the subtle are plastic substrates formed from polyimide, polyamideimide polvamide oolv- 

su^e, potyphenylene ox.de, pofyethy.ene terephtha.ate, polybutylene terephthalate, pofyethytene naphSe oolv 

r c y h C V t 0 T ate, r lya,,ylate ' aCry ' iC reSinS> methaCryKC reSinS " P°^ n V' alcoho '. Whyi?SS5C 
poly-4-mcthylp C ntcno-1 rcsm and ccllulosc-bascd plastics such as triacctyl cellulose cpoxy resins andTZhonai 

resins; glass substrates; ceramic substrates; papers; and metal substrates. Furthermore eZesZtZLT^ 

tallme films such as nematic films and cholesteric films. -nous uquia crys 

[0053] No particular limitation is imposed on the method of providing an uneven pattern There mav h* emn , n „ a H , 
method in which another .ayer having a diffraction function originating from an uneven patt^ ^^^70^ 
hqu,dcrysta. layer of the present invention or a method in which a diffraction pattern is provided by foZg an uneven 
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pattern directly on the surface of the liquid crystal layer. Examples of the layer having a diffraction function are plastic 
films or glass substrates having a diffraction function. 

[0054] The method of forming an uneven pattern may be exemplified by a method in which projections and recesses 
are formed on the liquid crystal surface with an etching technique, or an embossing processing in which a mold having 
a form of diffraction gratings hereinafter referred to as "embossed plate" is pressed on the liquid crystal layer with a 
press machine or in which a film having a form of diffraction gratings hereinafter referred to as "embossed film" is 
laminated over the liquid crystal layer using a laminate machine or the like so as to transfer the diffraction gratings on 
the liquid crystal layer. In the present invention, it is preferred to provide a diffraction function originating from an uneven 
pattern by subjecting the liquid crystal layer surface to the embossing processing. 

[0055] No particular limitation is imposed on the embossed plate and film. Most of the embossed plates are structures 
formed from metals or resins and having diffraction gratings. The embossed film may be a film obtained by forming 
diffraction gratings on a surface of a free-standing film or a laminate of a self-supportive film and a layer with diffraction 
gratings. 

[0056] After the embossing processing, mostly the embossed plate or film is peeled off from the film or substrate 
containing the liquid crystal layer. However, in the case of using the embossed film, it is possible to use the liquid crystal 
layer with the film pressed as a laminate. 

[0057] At a temperature at which the embossing processing is carried out, the liquid crystal layer must have a fluidity 
within a suitable range. The temperature for the embossing processing can not be determined with certainty since it 
depends on the thermal characteristics of the liquid crystal layer such as the glass transition temperature (Tg) and the 
degree of cross-linking, the substrate of the liquid crystal layer, the type of embossed plate or film , or the method of 
embossing transfer. However, the embossing processing is carried out from room temperature to 300 °C, preferably 
room temperature to 200 °C. That is, it is requisites that the disorder in the helical orientation state of the liquid crystal 
layer hardly occurs at the temperature of the embossing transfer during the period thereof without losing the effects 
achieved by the present invention after the embossing transfer. It is also requisites to be able to effect the embossing 
processing efficiently if selecting proper conditions for the embossing transfer and obtain an emboss-processed liquid 
crystal layer with the effects of the present invention. 

[0058] Although it is extremely difficult to describe such a temperature range quantitatively and is impossible to 
specify it with a single physical quantity, the glass transition temperature (Tg) of the liquid crystal layer after the orien- 
tation may be used as an index. In the case of using a liquid crystalline polymer or oligomer as the liquid crystalline 
material used in the present invention, the glass transition temperature exists in most of the polymers or oligomers. " 
When the fluidity of such polymers or oligomers is measured with increasing the temperature thereof, it is known that 
the fluidity is gradually increased from a poor state resulting from the glass fixing once the temperature reaches around 
the glass transition temperature. Therefore, in the case of using a polymer or oligomer wherein the glass transition 
temperature exists, the embossing processing can be applied to the liquid crystal layer whose glass transition temper- 
ature is within range of from room temperature to 200°G after the orientation. If the glass transition temperature is room 
temperature or less, the fluidity upon the embossing processing becomes too high and thus orientation disorder is 
prone to occur. If the glass transition temperature is in excess of 200 °C, it becomes difficult to effect the emboss 
processing in the usual manner adequately to provide the effects achieved by the present invention. 
[0059] The resulting emboss-processed liquid crystal layer may be put in use as it is, but may be further cured by 
light irradiation or thermal cross-linking with the objective of reliability in terms of temperature, humidity, and solvents, 
and mechanical strength. In the case of using a light cross-linkable liquid crystalline composition and fixing it by the 
method for the liquid crystalline material B, there may be used a method in which after the orientation is fixed to a 
certain extent by light irradiation once after the orientation is formed, the diffraction grating is formed, followed by 
another light irradiation so as to cure the liquid crystal layer. 

[0060] The complex diffraction device of the present invention may be provided on its surface with a protective layer 
formed of the above-mentioned transparent plastic film of a hard coat layer for the purpose of protecting the surface, 
increasing the strength, and enhancing the environmental reliability. 

[0061] The complex diffraction device can be used in various purposes, for example, as light pickups of CDs, DVDs 
or magneto-optical disks, or optical elements for improving the viewing angle or the brightness of liquid crystal displays; 
designablefilms utilizing rainbow coloration caused by diffraction; optical information recording devices; anti-counterfeit 
security films for credit cards or notes; and combiner for head-up displays. 

[Applicability in the Industry] 

[0062] The complex diffraction device of the present invention comprises a liquid crystal layer with the helical orien- 
tation of a helical structured smectic liquid crystalline phase maintained, and is further provided with a diffraction function 
resulting from an uneven pattern formed on the layer. Therefore, the inventive device has an effect of diffraction in a 
plurality of directions or angles. Furthermore, the inventive device can be built in another optical system because it is 
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near- 
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adaptable to large si?e f and is light, low in manufacturing cost and ea™ m h an Hi a tk < 

applicable ,o optics, optoelectronics, optica, information'^ * ng ^S^^Z^'Jl^ "** " 
uses such as those of security and design, and is highly valuable',! the S.^ * ^ " nd * V3ri ° US 

fBest Mode of Carrying Out the Invention] 

[0063, Tna presan, , memlm M „e Wher cesenbed w»h re ,a,aa=e 10 ^ Wl « ng e , amp|es w „ m ^ 

^^^^^ 

(1) Measurement of inherent viscosity 

(2) Determination of liquid crystalline phase 

[0066] Determined by DSC (differential scanning calorimeter) analysis using Perkin Elmer DSC 7 anH ■„ 
through an op„ca. microscope. BH2 polarizing microscope manufactured by Olyrnp^ Opteal C^, LW ^ 

(3) Measurement of film thickness 
Example 1 

<an,pa„«e o, 60 -c. A„e, ,ne ^^Slt^SZT.; SS£E." " f ■** « 8 
be enanjea in a amecne A phase. « ia cooled ,o a tamparatwa "iK^ » |Tm£S, 35 " 

2 were about 1 .0 urn. It was also found that it,. tJL,i 1 structure of the liquid crystal layer in Sample 

-~,nL^^ 

of the long side and Ln ™ en »^< on £^2 J k L °" ' Be < """ C " < "' 9 "" in9 was ,he 

contact with each othl n rr:^^^™!™^^"* Sa -P'«2andthe embossed film were in close 
removed from Sample 2 U was found 1ST? T *** " r °° m tem P erature - ™* the film was gentty 

fixedin thehefSentati *Z^J^££^ TZ?**" °" ^ Cel,U '° Se Substra <* ™» 

film thereby obtaining SampleT ^ * U 

[0072] When a Hght was vertically made incident upon the surface of Sample 3. a diffraction occurred in the hefica. 
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direction at a diffraction angle of about 40 ° and also a diffraction resulting from the uneven pattern of the embossed 
film occurred perpendicularly to the helical axes at a diffraction angle of 35° . Therefore, it is confirmed that Sample 3 
functioned as the complex diffraction device of the present invention. 

5 Example 2 

[0073] The same procedures of Example 1 were followed except that the helical axes were approximately parallel 
to the grating direction of the embossed film thereby obtaining Sample 4. 

[0074] When a light was vertically made incident upon the surface of Sample 4, a diffraction occurred in the helical 
10 direction at a diffraction angle of about 40 ° and also a diffraction resulting from the uneven pattern of the embossed 
film occurred parallel to the helical axes at a diffraction angle of 35° . Therefore, it is confirmed that Sample 4 functioned 
as a complex diffraction device of the present invention. 

Example 3 

15 

[0075] Sample 1 was subjected to the same embossing processing as that of Example 1 . Thereupon, Sample 1 was 
laminated on the embossed film such that the helical axes direction were offset from the grating direction of the em- 
bossed film at an angle of about 30° . The resulting liquid crystal layer with the uneven pattern formed on the polyphe- 
nylene sulfide substrate was transferred to a triacetyl cellulose film with an adhesive thereby obtaining Sample 5. The 
20 liquid crystal surface of Sample 5 was subjected to the same embossing processing again. Thereupon, the embossed 
film was arranged such that the grating direction was offset from the helical axes of Sample 5 at an angle of about 30° 
in the reverse side from the first embossing site thereby obtaining Sample 6. 

[0076] When a light was vertically made incident upon the surface of Sample 6, a diffraction occurred in the helical 
direction at a diffraction angle of about 40 ° and also a diffraction resulting from the uneven pattern of the embossed 
25 film occurred at a diffraction angle of 35° in the direction of about ±30° with respect to the helical axes direction; 
Therefore, it is confirmed that Sample 6 functioned as the complex diffraction device of the present invention. 

Example 4 

30 [0077] 



35 



(1) 



H 2 C=CHCOO(CH2) 6 0— ^ > 



-O — d >— O-C— ^ >-0(CH2)eOCOCH=CH 2 



40 



(2) 



45 



H 2 CsCHCOO(CH2) 9 0— >— C~0— 6 > 



^ ^ — COO— CH-COOCsHs 



50 



(3) 




H 2 C=CHCOO(CH2)90— ^ j>— c ~°~\ // 




\ jl— COO— CH-COOC 4 H 9 
V f/ CH 3 



[0078] There was prepared a ^butyrolactone solution containing 15 percent by mass of a mixture of a bifunctional 
55 low molecular weight liquid crystal represented by the above formula (1 ), a mono-functional chiral liquid crystal repre- 
sented by the above formula (2), and a racemic mono-functional liquid crystal represented by formula (3) mixed at a 
weight ratio of 10:80:10, 0.2 percent by mass of Irugacure 907 manufactured by Ciba Speciality Chemicals Co. used 
as a photo-polymerization initiator, 0.02 percent by mass of KAYACURE DETX manufactured by Nippon Kayaku Co. , 
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Er:jsE.' and 0 05 percem by ™ s ° f ^ ^ ^ - M and 

an oven for 3 minutes so as to bZ^VZl^fT^?* *" ^ 31 3 tem P e ^ure of 1 00 »C in 
is oriented in a smectic C phase a ra e o 5 °C nT ? * ^ C00tod ,0 3 ^P^"'* of 60 *C, at which it 
Thereupon, nitrogen-subsltbn was done o JZ ZiT * * °' 60 ° C '<>' 3 ^s 

Thereafter, the orientation of the £ crj ta. e " S^ZffiZ^ ' ^ by ^ ° r ,ess ' 
of 200 mJ/cm* using an ultraviolet irradLon devTce hav no a w2 2 « e Ph0, °- po, y merea,l °" « an irradiation energy 
taining a temperature of 60 «C. The resuTng HquS I cry^ ° f 120 W/cm whi,e "»£ 

smectic C phase having a helical structure J^S^flSSS^^I T aSSlJming 3 ^ 

vation and the cross section electron microscope oh^ltil , Ckne f u (1 2 ^ m >- 1116 POlanzing microscope obser- 
of the liquid crystal layer were Sou : ™ Z T£ ■Z%2?*lZT? T ^ P °' 
rubbing direction and was offset at an anSe'of aSuM3 f T direCti0 " d ' d n0t COnform with the 

[0080] Similarly to Examp.e 1 , Sampfe 7 was Sated on Zl Tl ^ ° btainin 9 Sam P'* 7. 

Sample 7 wKh the embbss'ed film StXa^u^ 0,55 ' C " Th -after, 

Hquidcrystal layer completely The emboss** fiim^= 11 '!f 9 ' ,rrad,atlon of 800 mJ thereby curing the 

E0081, When^ightwasv^ 

direction at a diffraction angle of about 29 • and also a difft^iZ ? , 7 ' dlffractl0n occur «* in the helical 
film occurred perpendicularfy to the he ica. axes at a Tft " UnWW P3 " em 0f lne embos ^ 

functioned as thecomplex S*£ ^S^S^ff. 0 ' 38 ' " « is Samp,e 8 



Example 5 



-~»-..a..a™^ 
Sen^^ir/;^ 

and eeoled to room temperature so es to fix lhe MmZ!2I!£ !«„ ""«««•«"» token out therefrom 

obtaining Sample 9. orientation ot the liquid oiystalline polyester in a glass state, thereby 

KtoS™7,^ 

Sng'Cte ^ Sam " te 9 "" »" «- «"»"- * « a temperature , 7 5 -C Iheraby 

Sen s: S3s^sr„««r <°. - — — *. 

Om oeeotred peipendleuteSy to lhe Meal suras ain did !SL " T^L*"" ' he UneVe " pat,,m 01 ,he 

- 0 -uneuened as the eompia, B^IZ ^ ~ ' T ' >ere * >,e ' " * Sa "** 



Claims 



a helioa, mmoturi ? » mainS L 0 ™" M "°" ">a smeotio liquid c^stalline phase having 

o^allne phase having a hetloal iui k mjTnS °" en,a1 "'" °* *" 8 ™°« c liaul<i 

szTriCiSurrSr.?^. 0 :^ 

b-g a he tea , alt^is LJL ^^~^^T^ 
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resulting from the uneven pattern. 

4. The complex diffraction device according to Claim 1 , 2 or 3 wherein said liquid crystal layer is formed by orienting 
a thin film of a liquid crystalline material which can exhibit a helical-structured smectic liquid crystalline phase, at 
a temperature which is the glass transition temperature or higher and cooling it to be in a glass state so as to fix 
the helical structure of the smectic liquid crystalline phase formed in the film layer. 

5. The complex diffraction device according to Claim 1 , 2 or 3 wherein said liquid crystal layer is formed by orienting 
a thin film of a liquid crystalline material which can exhibit a helical-structured smectic liquid crystalline phase at 
a temperature at which the liquid crystalline material exhibits the liquid crystalline phase, and polymerizing the 
liquid crystalline material with the orientation maintained so as to fix the helical structure of the smectic liquid 
crystalline phase formed in the film layer. 

6. The complex diffraction device according to Claim 1 , 2 or 3 wherein the helical structured smectic liquid crystalline 
phase formed in the liquid crystal layer is a chiral smectic C phase. 

7. The complex diffraction device according to Claim 1 , 2 or 3 wherein the helical structured smectic liquid crystalline 
phase formed in the liquid crystal layer is a chiral smectic C A phase. 

8. A method of producing a complex diffraction device wherein a liquid crystal layer where the helical structure of a 
smectic liquid crystalline phase is prepared from a liquid crystalline material exhibiting a smectic liquid crystalline 
phase with a helical structure, and then the liquid crystal layer surface is subjected to an embossing processing 
so as to provide a diffraction function resulting from an uneven pattern. 
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